All these compounds have been characterized by 'H NMR, IR, electronic and mass spectra and by analytical data.
Introduction
Polyazamacrocycles constitute a huge collection of efficient complexing agents for a large number of transition metal cations [1 , 2] .
A synthetic methodology based upon the metaldirected condensation of heterocyclic dialdehydes or diketones with linear diamines to form macrocyclic polyimines has been applied for the syn thesis of a wide range of imine macrocyclic com plexes and provides a well established synthetic procedure for the preparation of these compounds [3] , Heterocycles have often been used as building subunits for macrocyclic systems [4] , 1,2,4-Triazole derivatives are a class of azole compounds that can bind as either 2,4-or 1,2-bridging nitrogen-donor ligands [5 -7 ] . The 1,2-bridging mode is known to yield polynuclear co ordination compounds [5 -7 ] . The mechanism of exchange interactions between paramagnetic centres bridged by azolate ligands (triazolate, imidazolate) has been actively investigated in the last few years [8 -10] .
The triazole heterocycle was selected not only for its symmetry, but also because the increased acidity of the N -H as a proton-ionizable centre [11] which facilitates the metal coordination. The capability of the triazole to generate a negative charge is the most important difference between this system and the related well known diacylpyridine based macrocycles [12] .
We have been using 3,5-diacetyl-l,2,4-triazole as building block of macrocyclic Schiff bases in con densation reactions with thio-and semicarbazide, thio-and carbohydrazide.
In 6) were pre pared by stirring product 3 with carbohydrazide or propyldiamine. The IR spectra of these solids showed no absorptions which could be assigned to unreacted carbonyl groups, but exhibited absorp tions centered at 1619, 1655 and 2059 cm -1 as signed to imine and enyl groups, indicative of de protonation in the macrocyclic ring [15] .
Initial attempts to prepare L7 and L8 by the re action of 2 equivalents of 3,5-diacetyl-l,2,4-triazole with 2 equivalents of carbohydrazide were unsuccessful and the IR spectrum of the resulting white solid suggested that it was a single com pound. The presence of a strong and broad ab sorption at 1694 and of a medium absorption at 1625 cm - The ]H NM R spectrum of L5 differs slightly from that of L3, and clearly demonstrates the ab sence of an interaction of the ionizable proton, ö 12.5 ppm. Two sharp singlets at 6 11.0 ppm and 10.3 ppm are assigned to NH groups. All of the experiments described above suggest that the products of the condensation of 3,5-diacetyl-l,2,4-triazole with carbazides are [
Et 0 H/ H 20 1) heated to 60 °C, 1,6 mmol of 3,5-diacetyl-l,2,4-triazole and 1,6 General procedure fo r the preparation o / 7 -1 0
To an ethanolic suspension of the ligand (L 1, L2, L3 or L4) a solution (1.6 mmol) of copper dichlo ride in EtO H was added; the mixture was stirred to 60 °C for 2 h. A green solid separated was filtered off, washed with ethanol, and dried in vacuo.
These complexes (7 -1 0 ) were also prepared by tem plate syntheses of the components.
Triazolthiocarbazone copper dichloride ethanol (7) [L 'C u C y • EtOH: green solid; yield 6 
General procedure fo r the preparation o f 11 and 12
To an ethanolic suspension (1.6 mmol) of the ligand (L5 and L6) a solution (0,8 mmol) of copper(II) perchlorate in EtO H was added. The mixture was stirred at room tem perature (caution with perchlorates!) for two hours. The olive-green solid formed was filtered off, washed with ethanol and dried in vacuo.
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